In this paper, the liquid-liquid equilibrium of twenty two ternary and quaternary systems relevant for food industry was modeled using the NRTL and UNIQUAC equations and the Flower Pollination Algorithm (FPA). FPA is an emerging natureinspired stochastic global optimization method and it has been used for LLE parameter identification of local composition models in multicomponent mixtures. FPA and its modified version (MFPA) were assessed for solving LLE parameter estimation problems in several systems relevant for food industry. Thenumerical performance of these stochastic methods has been analyzed at different numerical scenarios with and without the application of closure equations. Results showed that MFPA outperformed FPA and other metaheuristics (e.g., Simulated Annealing, Genetic Algorithm and Harmony Search) for LLE parameter identification in local compositions models. MFPA with closure equations is a reliable approach for determining the best interaction parameter of NRTL and UNIQUAC models in the LLE data processing of food-related thermodynamic systems.
INTRODUCTION
Liquid-liquid equilibrium (LLE) data are essential for the proper design in the food products industry [1, 2] . For instance, the solvent extraction is a LLE-based process commonly used in this sector, which is an environmentally friendly operation that needs less energy and produces minor environmental pollution than other separation schemes [1, 2] . This industry also employs intensified operations where the processing mixtures may show a complex phase behavior at different operating conditions including the presence of LLE [3] . Therefore, the knowledge and the capacity to describe the LLE behavior of multicomponent systems are very important for an adequate design and operation of food technology and purification facilities [1 -3] . Herein, it is important to remark that LLE predictions are more difficult than those involved in vapor-liquid equilibrium (VLE) [4, 5] . However, the LLE data are essential for understanding the thermodynamic properties of multicomponent mixtures.
Various activity coefficient equations such as universal quasi chemical (UNIQUAC) [6] and non-random two liquid (NRTL) [7] can be used to model and predict the LLE data of mixtures involved in the food industry. These local composition models are effective and offer several advantages in terms of an easy numerical implementation without compromising the thermodynamic modeling performance; they can provide both accurate correlations and qualitatively correct predictions for design purposes. Overall, activity coefficient models require proper binary interaction parameters that can represent LLE data for highly non-ideal liquid mixtures usually encountered in food products extraction [8] .
Herein, it is convenient to remark that the reliability of a thermodynamic model for predicting and correlating phase equilibrium data depends strongly on the value of its adjustable parameters. The parameters of thermodynamic models are usually estimated from the known experimental data via optimization procedures. Thisparameter identification stage can be considered as a challenging global optimization problem due to the nonlinearity of local composition models, the non-ideal thermodynamic behavior of liquid phases and the multicomponent nature of LLE systems. To address this type of parameter estimation problems, several optimization techniques have been reported in literature [3, 4, 8 -20] , which can be used for the processing of phase equilibrium data. However, current optimization methods may show drawbacks and failures in solving parameter estimation problems for multicomponent systems with LLE [9] . For example, Genetic Algorithms and Harmony Search may show drawbacks for finding the optimum parameters of local composition models for LLE modeling of biofuels [9] . Therefore, the search of better methods for performing, robustly and effectively, the parameter identification in LLE modeling is relevant for the process system engineering of the food industry.
The aim of this work was to introduce an alternative optimization framework, which is based on the Flower Pollination Algorithm (FPA), for the parameter identification in thermodynamic models applied to the processing of experimental LLE data in multicomponent systems. The Flower Pollination Algorithm [21] is a novel nature-inspired optimizer that is based on the characteristics of flowering plants. This metaheuristic has shown promising characteristics for global optimization in practical problems from engineering applications and it could be a suitable optimizer for performing thermodynamic calculations. However, to the best of authors' knowledge, the application of Flower Pollination Algorithm for solving phase equilibrium problems has not yet been reported in the literature. Therefore, this study introduces the application ofthe Flower Pollination Algorithm (FPA) and its modified version (MFPA) for the parameter identification of the NRTL and UNIQUAC models internary and quaternary systems relevant for the food industry.
In the first part of this study, in order to analyze the performance of the Flower Pollination Algorithms, several LLE parameter estimation problems were solved using both local composition models and closure equations. In this stage, results showed that the predictions of UNIQUAC with closure equations offered the best performance for LLE prediction of tested ternary and quaternary systems. After that, the performanceof these stochastic methodswas compared,in terms of solution quality and computational efficiency, with previously applied metaheuristics such as Genetic Algorithm (GA), Simulated Annealing (SA), Harmony Search Algorithm (HAS) and Backtracking Search Optimization Algorithm (BSOA).In summary, our results show that Flower Pollination Algorithms may offer a better performance to solve the LLE parameter identification problem using multicomponent mixtures involved in the food industrial sector.
PARAMETER IDENTIFICATION FOR LIQUID-LIQUID EQUILIBRIUM MODELING

Description of Activity Coefficient Thermodynamic Models
The parameter identification in non-linear thermodynamic models used for LLE prediction and calculation has been of great interest in the literature [8 -11] . Overall, the parameter identification involves the determination of model parameters, which should represent satisfactorily certain properties or characteristics of the system under study. The parameter identification problem in phase equilibrium modeling deals with equations that are non-linear-in-theparameters and, consequently, robust optimization techniques have to be applied in its resolution [1, 9] . In particular, local composition models are traditionally used as the thermodynamic framework for the prediction and estimation of physicochemical properties of food systems involving liquid phases. These models are flexible and attractive for correlating and calculating the thermodynamic properties of a variety of compounds that includepolar, non-polar and associating systems. NRTL (Non-Random Two-Liquid) [7] and UNIQUAC (Universal Quasi-Chemical) [6] are models widely used for calculating the activity coefficients in food products systems. For the case of a multicomponent system, the NRTL model [7] is given by
where c is the number of components in the mixture, α ji> = α ij> , T is given in Kelvin and x j> is the mole fraction of component j, respectively. The corresponding equations for the UNIQUAC model [6] are given below where z = 10 and is the coordination number. These thermodynamic models have specific binary interactions parameters A ij for each component pair i and j of the multicomponent system. These parameters, in some way, characterize the energy of interaction between molecules i and j. Therefore, the identification of these parameters is necessary for thermodynamic calculations in theprocess system engineering involving liquid phases. The optimization procedure used in this study for solving the parameter identification problem in NRTL and UNIQUAC models is reported in the following section.
Optimization Problem for the Parameter Identification in NRTL and UNIQUAC Models
In this study, the LLE experimental data of several food products systems were used to determine the NRTL and UNIQUAC parameters using Flower Pollination Algorithms. Note that the parameter identification in local composition models is usually performed using LLE experimental data via the minimization of a suitable objective function. Herein, it is important to remark that the selection of the objective function used for the parameter identification influences both correlation and prediction results of thermodynamic models. According to literature [8 -11] , the objective function based on the isoactivity criterion for LLE suffers from the disadvantage that there is no a guarantee for representing accurately the experimental phase equilibrium compositions. Therefore, objective functions defined in terms of LLE concentrations (i.e., experimental tie-lines) are more proper for parameter identification in thermodynamic models. Based on these facts, the next objective function has been used for LLE data modeling [9] (11)
where m is the number of experimental tie-lines used in the correlation procedure, x ik (j) is the mole fraction of component i at liquid phase j at tie line k, w ik is the weight associated with component i in phase j at tie line k, while cal
and exp denote calculated and experimental values, respectively. This objective function, with unit weights w ik , has been used for LLE modeling of food products systems. The calculation of the tie-lines using the activity coefficient models was performed with a flash calculation-based method [11] .
In particular, Flower Pollination Algorithms have been employed for the minimization of equation (11) using the interaction parameters A ij> as decision variables. However, these binary interaction parameters not only affect the results of LLE modeling, but also they have an impact on the optimization procedure (i.e., constrained or unconstrained) that is employed for the parameter identification. In this study, the performance of FPA and MFPA has been tested with and without the application of closure equations [22] including its effect on results of LLE parameter estimation using an unconstrained problem formulation. The closure equation describes a linear relationship between the binary interaction parameters of local composition models for multicomponent mixtures and it is given by (12) Therefore, these closure equations can be written as follows for ternary systems [8, 9, 22, 23] (13) Equation (13) indicates that only 5 out of 6 binary interaction parameters are independent and, consequently, the minimization of equation (11) can be performed selecting a set of 5 decision variables A ij and using equation (13) for determining the remaining one. There are 6 different sets of decision variables that can be employed for parameter identification in ternary systems using equation (13) . In this case, only 9 out of 12 binary interaction parameters are independent and they can be used as decision variables for the unconstrained minimization of equation (12) . For quaternary systems, there are 220 different sets of 9 decision variables A ij (i.e., 3 parameters being eliminated out of 12) for LLE parameter estimation and the other 3 parameters are obtained using equations (14) - (16) . Herein, it is convenient to remark thatthere is no guideline for the selection of the independent A ij using closure equations and, consequently, this parameter selectioncan be performed arbitrarily. However, the results of parameter identification may vary depending on the selected set of A ij [9] .
Finally, the goodness of the data fitting results between the observed and calculated mole fractions in food products systems was calculated in terms of the root mean square deviation (RMSD), which is defined as
(17)
These RMSD were calculated for both thermodynamic models and Flower Pollination Algorithms, which were used as performance metrics of algorithm reliability. As stated, the tie lines are evaluated by a LLE separation calculation using Newton method.
Description of Flower Pollination Algorithms
The Flower Pollination Algorithm (FPA) is a new metaheuristic inspired by the biological process of flower pollination. This algorithm was founded by Yang [21] in the year 2012. It was developed by the idea of flower pollination process. Flower pollination is the transport of pollen from a male flower to a female bloom. Pollination may take place in the form of biotic or abiotic. Pollinators such as birds, insects, bats, or other living beings help in the biotic pollination process. On the other hand, the abiotic pollination is related to transfer of pollen through wind and diffusion where no pollinator is required [24] . Based on these facts, the four rules employed to mimic the pollination characteristics of flowers [21, 25] Biotic and cross-pollination is considered as global pollination process with pollen-carrying pollinators 1.
performing Lévy flights. Abiotic and self-pollination are considered as local pollination. 2.
Flower constancy can be considered as the reproduction probability and it is proportional to the similarity of two 3.
flowers involved.
The interaction or switching of local pollination and global pollination can becontrolled by a switch probability 4.
p [0, 1] with a slight bias toward local pollination .
Then, the main steps of FPA, or simply the flower algorithm [21] , are illustrated below:
On the other hand, the random selection of exploration and exploitation phases, which are based on the selected value of switching probability, sometimes causes the FPA to lose direction and move away from the global best solution.In this paper, an approach is introduced to enhance the performance of FPA specifically for LLE parameter estimation problems. A modification has been applied where i) the local pollination phase is modified by employing a scaling factor F to control the mutation occurring in flowers during pollination and ii) an additional intensive exploitation phase is added to improve the best solution. The details of the Modified Flower Pollination Algorithm (MFPA) are givenin [24] . Therefore, the pseudo-code of the MFPA can be summarized below: Details of these algorithms are reported in [21, 24] . Both optimizers have been employed in the parameter identification of NRTL and UNIQUAC models using experimental data of thermodynamic systems related to the food industry. These algorithms were coded in MATLAB ® 2011a and were run on a Sony Vaio-Intel Core i3-3227U GHz-4 GB RAM.
RESULTS AND DISCUSSION
Performance of FPA and MFPA for LLE Parameter Identification
In this first section, several examples are analyzed for illustrating the use of FPA and MFPA in the calculation of the binary parameters of NRTL and UNIQUAC models. These systems included 14 ternary and 8 quaternary systems relevant for food industry.Selected examples are listed in Table 1 along with their references and temperatures and details of these mixtures can be found in [26 -31] . On the other hand, the parameters of Flower Pollination Algorithms were taken from [21, 24] except the population size, which was defined as NP = 5D for both methods where D is the number of decision variables (i.e., A ij used in the model parameter identification). Preliminary calculations in selected problems showed that these algorithm parameters were proper for performing LLE parameter identification in foodbased systems. In particular, these results showed that NP and the stopping condition (i.e., convergence criterion) are the most relevant algorithm parameters of FPA for solving LLE data modeling. Note that, for multicomponent system with c ≥ 5, the population size of FPA should be increased to obtain a good numerical performance. All LLE parameter identification problems were solved 50 times with random number seeds and different initial values. Parameter identification was performed using the next bounds for A ij (-1000, 2000) . According to literature [7] , the non-randomness parameter α ij of NRTL equationcan be set to a predetermined value ranging from 0.2 to 0.5 for LLE calculations. In this study, this NRTL parameter was defined as 0.3, while the volume r and the surface area q parameters of UNIQUAC model for each component were taken from [28, 30, 31] and Aspen HYSYS Software.
The performances of FPA and MFPA were quantified and compared based on two metrics: the RMSD values for both thermodynamic models after the minimization of equation (11) and the number of objective function evaluations (NFE) involved in the parameter identification. Four systems were selected as benchmarking examples to illustrate the numerical performance of FPA and MFPA in the parameter estimation for LLE modeling. These mixtures correspond to the predictions of LLE for the ternary and quaternary mixtures: a) water + levulinic acid + dimethyl succinateat 298.15K, b) water + levulinic acid + glutarateat 298.15K, c) palm oil + palmitic acid + ethanol + water at 318.2 K and d) limonene + carvone + ethanol + water at 298.2 K. The parameter identification for these LLE mixtures has been solved using FPA and MFPA with four different operating scenarios. These scenarios corresponded to the use of both FPA and MFPA with and without the application of closure equations and local optimization. This approach has been used in a previous study [9] and it has been applied in this article for comparison purposes with other metaheuristics. The nomenclature used for results reported in this section is: FPA-C and MFPA-C for flower pollination algorithms with closure equations; FPA-CL and MPFA-CL for flower pollination algorithms with both closure equation and local optimization, respectively. The function fmincon of MATLAB ® was employed as local optimization in these calculations.
The convergence profiles of FPA and MFPA,with and without closure equations,during the parameter identification of NRTL and UNIQUAC models forwater + levulinic acid + dimethyl succinate at 298.15 and palm oil + palmitic acid + ethanol + water at 318.2 K are reported in Fig. (1) . Overall, the convergence performance of both FPA and MFPA is typical of population-based methods where a step-function is observed. As expected, the value of objective function improves with the numerical effort (i.e., number of generations or function evaluations). However, the application of closure equation for parameter identification of NRTL and UNIQUAC models improves significantly the convergence rate of both FPA and MFPA. In particular, MFPA converged faster and reached the lowest values for the objective function in tested examples with both thermodynamic models, see Fig. (2) . Fig. (1) . Convergence performance of Flower Pollination Algorithms, with and without closure equations, for LLE parameter identification using NRTL and UNIQUAC models in food products systems. Mixtures: a) water + levulinic acid + dimethyl succinate at 298.15 K and b) palm oil + palmitic acid + ethanol + water at 318.2 K. Particularly, MFPA with closure equation is effective for finding the interaction parameters A ij of the NRTL and UNIQUAC models. Note that the application of a scaling factor to control the mutation in the local pollination phase and the additional intensive exploitation phase appear to aid the exploration capabilities for global optimization of MFPA. In terms of the efficacy, MFPA showed the best performance especially at low values of NFE and this numerical trend prevails for both NRTL and UNIQUAC models. Overall, results showed that 600 th iterations of MFPA-C are sufficient to find the optimal parametersin these LLE problems, while FPA with and without closure equations required more than 800 iterations for reaching convergence. In both cases, further generations only seem to improve marginally the solution obtained independently of the application of closure equation. However, the use of closure equation for LLE parameter identification helps to reduce significantly the numerical effort during the model parameter identificationwith these stochastic solvers. In particular, the impact of using closure equation on algorithm efficacy and convergence rate is more evident at early stages of parameter identification, see Figs. (1) and (2) . This relevant numerical performance has also reportedfor the LLE modeling of other thermodynamic systems using nature-inspired optimizers [9] .
RMSD values obtained by FPA and MFPA for the benchmark ternary and quaternary mixtures are given in Fig. (3) . It is clear that MFPA with closure equation can achieve lower RMSD values than those obtained for FPA in this set of ternary and quaternary systems. Furthermore, the application of the local optimization methodimproves the precision of solution obtained for LLE parameter estimation using FPA and MFPA. On the other hand, UNIQUAC model offered a better correlation performance than NRTL model for LLE data of selected ternary and quaternary systems. RMSD values ranged from 0.002 to 0.01 for UNIQUAC model using FPA and MFPA, see Fig. (3) . As stated, the closure equation was used to reduce the number of interaction parameters (A ij ) to be determined during the global minimization of equation (11) . However, there are different possibilities for defining the five or the nine decision variables used during LLE data fitting of ternary and quaternary food products systems using this closure equation. For illustration, the results of LLE data modeling for the different possibilities of A ij parameter elimination are reported in Table 2 for selected food products mixtures using both NRTL and UNIQUAC equations. It is clear that the RMSD values obtained with both FPA and MFPA depend on the set of interaction parameters selected. Similar findings have been reported by [8, 9] for the modeling of LLE data using stochastic optimizers. The selection of different A ij may modify the search space affecting the optimization trajectories selected by the numerical method and, consequently, it mayimpact the performance of stochastic optimizers [9] . Therefore, the best option for parameter elimination using closure equations should be identified to improve the results of LLE data modeling. However, it is interesting to remark that MFPA outperformed FPA, in terms of RMSD values, independent of A ij selected as decision variables for parameter identification. This trend prevails for both NRTL and UNIQUAC models. The results of FPA and MFPA for solving the LLE parameter identification problems along with the corresponding best values of RMSD for all the food products systems are reported in Tables 3-6 . These results correspond to the application of both algorithms with and without the closure equations. Results confirmed that MFPA-C provides the best values of RMSD for all ternary and quaternary systems. Overall, the UNIQUAC model was able to accurately describe the experimental LLE compositions and showed better data fitting results than those obtained with NRTL model. For illustration, the phase diagrams of selected food products systems using the best interaction parameters of UNIQUAC model are reported in Fig. (4) . The comparison of tie-line compositions indicated that the experimental and calculated LLE data agreed very well using this activity coefficient model. 
Performance Comparison of Flower Pollination Algorithmsand Other Nature-Inspired Stochastic Methods applied in LLE Parameter Identification
The numerical performance of FPA and MFPA has been compared with the efficacy of other metaheuristics algorithms, with and without closure equations and local optimization, for performing the LLE parameter identification in tested food products systems. For this analysis, the ternary and quaternary systems reported in Table 2 In particular, Fig. (5) shows the RMSD values obtained during the parameter estimation of NRTL and UNIQUAC models for the selected food products systems using all stochastic solvers. It is clear that MFPA outperformed all other algorithms in terms of reliability (i.e., it showed the lowest values of RMSD) with and without the closure equations and local optimization. It is interesting to remark that the use of the local optimization has more impact on the performance ofthe other stochastic methods in comparison to Flower Pollination Algorithms. This result suggests that FPA and MFPA may show better exploration capabilities for finding the optimum parameters A ij .
On the other hand, Fig. (6) shows the evolution of the RMSD values versus NFE for all optimizers used for LLE parameter estimation of local composition models in selected ternary and quaternary systems. Overall, the most reliable algorithms for LLE modeling are BSOA, FPA and MFPA, which outperformed GA, SA and HAS. In particular, MFPA may reach a high precision in the solution obtained for LLE parameter identification. It is clear that the application of closure equation improves the solution quality of the stochastic methods irrespective of the used model. For all mixtures, the MFPA with closure equations offered the best tradeoff between reliability and numerical effort for both NRTL and UNIQUAC models.
CONCLUSION
This paper introduces the application of Flower Pollination Algorithms to phase equilibrium calculations of LLE systems. In particular, this novel metaheuristic has been applied in the parameter identification of UNIQUAC and NRTL models from ternary and quaternary systems relevant for food products mixtures. In general, Modified Flower Pollination Algorithm performed better than the original Flower Pollination Algorithm in LLE parameter identification with and without the application of closure equations. In fact, Modified Flower Pollination Algorithm with closure equations showed better solution quality and convergence characteristics for all the multicomponent systems tested in this study. This novel stochastic method outperformed other metaheuristics such as Genetic Algorithm, Harmony Search or Simulated Annealing in LLE parameter identification. However, the parameter identification involving closure equations may impact on results of LLE modeling if a proper selection of the independent parameters A ij is not performed. On the other hand, UNIQUAC model offers a better performance than NRTL model for LLE modeling in testedfood product mixtures. Therefore, this local composition model is a proper choice for thermodynamic calculations involved in the process system engineering of food-based multicomponent mixtures.
